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FIGURE 4 



There are over 300 
commercially available 
sulfonyl chlorides with 
varying R groups. 



= linker of varied 
constitution and 
length 



1. Sulfonate ester formation 
2- Oxidative cleavage 
of alkene 

31 Coupling of resultant 
carboxyilc acid with 
various biotinylated 
conjugates 



H U 

= pyridyl. substituted pyridyl, aryl, 
substituted aryl, hetaroaromatic, 
or various atkyl moieties 

<- « linker of varied constitution 
and length 



Scheme 1. A pathway for syntheses of various biotinylated sulfonate esters for use in actrvity-based proteomics studies. 
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1,4-addItlon of a carbon 
nucieophile or a thiolate 
Ion or a tbfyl radical to the 
convex face of enal I 



CHO 

ft 



^v^NHOH'HCl 

(commercially available) 
NaHC0 3 (5 equiv.) * 



9 
ft 



Avaiiabjte in three steps from 
1 -dlethxramlno-l ,3-butadiene 
and aeaselein by the method of 
Sorensen, E.J. ef aL (see Angew. Chem. 
Int Ed. 1999. 33, 971-974). 



R * alkyl, aryl, substituted aryl, 
heteroaromatic, thioalkyl, 
or thioaryl moieties. 



LAcCI, Et 3 N, Et z O, 

0"C->rt 
2. AcOH, NaOAc, rt 



Acylatlon of hvdroxyl 
group of V with various 
biotinylated conjugates 



= linker of varied constitution 
and length 



= alkyl, aryl, substituted aryl, 
heteroaromatic. thioalkyl, 
or thioaryl moieties. 



ft 



1. LiAlH 4 .Et 2 0 

2. 2 N HCI 

3. MsCl, EUN; then 
6 N NaOH, MeOH 

4. f-BuONa. Mel, THF 



f ua^^ntfE^M!? convei-gent stereocontrolled syntheses of conformational^ well-defined spiroepoxides of type VI. 
cS^d^S v? J 7* m "tAy ~» X °.f n be found in Soren sen. E.J. ef aJ. Angow. Chem. InL Ed. 1 999. 38. 971-974. 
S^XM (M9tAp " 2) ™™<"*™^" win be employed as covaient 
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FIGURE 7 




FIGURE 7 




FIGURE 8 



(EtO) 



TsCI Qj- X = OH 
ZT2,X = OTs 
Nal L__ 3 , X = I 
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FIGURE 9 
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pyridine, 0 9 C 
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RuCl 3 «H 2 0 
Naf0 4 

CH 3 CN-CCI 4 -H 2 0 
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FIGURE 10 
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FIGURE 11 
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Sulfonate # 8 9 8 9 1 10 11 10 11 

A + +- -- -- + + 



FIGURE 12 




FIGURE 13 
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BL-21 Cells - - + + 
Testis Proteome + + — — 

A + - + - 



FIGURE 14 




Competitor # - - 15 17 16 15 17 16 
[Competitor (^M)l 0 0 5 5 5 50 50 50 
A+------- 
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FIGURE 16 



pH 66778899 
Preheated + - + -__+ - + - 




FP-peg-biotin 

pH 66778899 
Preheated +-+- + -+- 




FP-biotin 
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FIGURE 18 
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FIGURE 19 



C. blue 



Avidin 
(iXexp) 

Avidin 
(5X exp) 




FIGURE 20 




FIGURE 21 




FIGURE 22 



FIGURE 23 




3 minute exposure 1 second exposure 
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FP-peg-biotin 
Preheated 




acylpeptide hydrolase. 82 kDa 
ppolyloligopeptidase, 80 kDa 
carboxy lest erase I, 80 kDa 
carboxylcsterasc 10, 60 kDa 



long chain acyl CoA hydrolase, 48 kDa 
unknown hydrolase, 45 kDaJ^^ 



PAF actcylhydrolase. al subunit, 32 kDa 
PAF acctylhydrolase. a2 subunit, 30 kDa 



